(1) General Information: S1
S2

A. General procedure for the synthesis of 2-(alkynyl)phenols 1:
A 100 mL round-bottomed side-arm flask was charged with THF under nitrogen and nitrogen was bubbled through the solution for 10 minutes. Then, Pd(PPh 3 ) 4 (2.5 mol%) and CuI (5.0 mol%) were added. To the flask were then added diisopropylamine (17 eq.) followed by 2-iodophenol derivative (1.0 eq.) and acetylene derivative (1.2 eq.). A precipitate was formed.
The reaction was allowed to stir overnight at RT. It was quenched by pouring the mixture into NH 4 Cl-sol. (sat.) rinsing with CH 2 Cl 2 . After extraction with CH 2 Cl 2 (2 times) the combined organic layers were washed with brine. After drying over MgSO 4 , the mixture was concentrated under reduced pressure. The crude product was purified by flash column chromatography.
5-Methoxy-2-(phenylethynyl)phenol (1d)
 
The crude product was purified by flash column chromatography using hexane: 
2-(4-Fluoro-phenylethynyl)phenol (1f)
2-(6-Methoxynaphthaleneethynyl)phenol (1g)
The crude product was purified by flash column chromatography using hexane:DCM 5:3 to
give a yellow-white solid (927 mg, 83% 
B. General procedure for the domino process:
HAuCl 4 (10 mol%) was placed into a 20 mL vial (well dried), equipped with a stir bar. Then diethyl ether (10 mL per 0.2-0.4 mmol of substrate) was added and the mixture was stirred for 5 min at room temperature. Then, 2-alkynl phenol (1.0 eq.) was added first followed by phenyl iododiacetate (5.0 eq.) five minutes later. The mixture was stirred at room temperature overnight. The reaction is then filtered and concentrated. The crude product was purified by flash column chromatography or on preparative TLC.
Bis-(5-tertbutyl-2-phenylbenzofuran) (2b)
The product was isolated as a white powder with a yield of 20% (20 mg 
Bis-(2-phenyl-5-methoxy-benzofuran) (2d)
The product was isolated as a white powder with a yield of 24% (24 mg 
S5
Bis-(2-toluyl-benzofuran) (2e)
The product was isolated as a white powder with a yield of 23% (23 mg 
Bis-[2-(4-fluorobenzene)-benzofuran] (2f)

Bis-[2-(6-methoxynaphthalene)benzofuran] (2g)
S6
The product was isolated as a white powder with a yield of 19% (77 mg From these, 4482 were considered as observed (I>2.0(I)) and were used to refine 541 parameters. The structure was solved by direct methods using the program SIR92. 8 Leastsquares refinement against F was carried out on all non-hydrogen atoms using the program CRYSTALS. 9 R = 0.0383 (observed data), wR = 0.0429 (all data), GOF = 1.1469.
Minimal/maximal residual electron density = -0.20/0.34 e Å -3 . Chebychev polynomial weights were used to complete the refinement. Plots were produced using ORTEP3 for Windows. 10 Crystallographic data (excluding structure factors) for the structure in this paper (merging r = 0.033). From these, 11302 were considered as observed (I>2.0(I)) and were used to refine 613 parameters. The structure was solved by direct methods using the program SIR92. 8 Least-squares refinement against F was carried out on all non-hydrogen atoms using the program CRYSTALS. 9 R = 0.0601 (observed data), wR = 0.1176 (all data), GOF = 1.0767. Minimal/maximal residual electron density = -0.23/0.53 e Å
